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Description 

This invention relates to aqueous polysaccharide compositions, their preparation and their use in well- 
drilling operations. 

5 It is known to use aqueous polysaccharide compositions in well-drilling operations, e.g. in oil and gas 
wells. Examples of polysaccharides include cellulose derivatives, such as carboxyethylcellulose, carbox- 
ymethylcellulose, carboxymethylhydroxyethylcellulose, alkylhydroxyalkylceHuloses, alkylcelluloses, alkylcar- 
boxyalkylcelluloses and hydroxyalkylcelluloses (particularly hydroxyethylcellulose); and microbial polysac- 
charides such as Succinoglycan polysaccharides, Scleroglucan polysaccharides and Xanthan polysac- 

ro charides. 

Succinoglycan polysaccharides comprise glucose, and, for each 7 mols of glucose, 0.9 to 1.2 mols of 
galactose, 0.65 to 1.1 mols pyruvate, 0 to 2 mols succinate and 0 to 2 mols of acetate, and are produced 
by cultivating a slime-forming species of Pseudomonas, Rhizobium, Alcaligenes or Agrobacterium , e.g. 
Pseudomonas sp. NCIB 11264, Pseudomonas sp. NCIB 11592 or Agrobacterium radiobacter NCiB 11883, 
75 or mutants thereof, as described, for example, in EP-A-40445 (Applicants ref K 1480) or EP-A-1 38255 
(Applicants ref. K 1924). 

Scleroglucan polysaccharides comprise linear chains of 0-D-(1— 3) - linked glucose residues with single 
glucose side chains in jS-D-(1-*6) linkages, and are produced by fungii of the genus sclerotium. 

Xanthan polysaccharides typically contain mannose, glucose, glucuronic acid, O-acetyl radicals and 
20 acetal-linked pyruvic acid in molar ratio 2:2:1:1:0.5, and are produced by cultivating a species of Xan- 
thomonas bacteria, preferably Xanthomonas campestris e.g. NRRL B-1459, as described, for example, in 
US Patent No. 4,299,825, or Xanthomonas campestris NCIB 11854, as described in EP-A-1 30647 
(Applicants ref. K 1882). 

In order to achieve suitable density for use in well-drilling operations, it is conventional for the known 
25 aqueous polysaccharide compositions to include water soluble salts, e.g. as described in UK Patent No. 
1,549,734. These salts are typically halide salts (e.g. chlorides and bromides) of mono- or divalent cations, 
such as sodium, potassium, calcium and zinc, e.g. sodium chloride, potassium chloride, calcium bromide or 
zinc bromide. 

One problem faced in drilling operations relates to thermal stability of completion fluids, work-over fluids 
30 and drilling fluids. Temperatures in subsurface formations generally rise approximately 1 ° C per hundred 
feet (30 metres) depth. Any aqueous polysaccharide composition has its own characteristic temperature 
above which it undergoes severe chemical degradation with undesirable reduction of viscosity, thus 
imposing limitations upon its use in drilling operations below a corresponding depth. 

Additives, for example blends of polymeric alkaline materials such as that sold by International Drilling 
35 Fluids (UK) Ltd., under the trade mark "PTS 200", have been used to improve thermal stability of aqueous 
polysaccharide compositions. 

It has now surprisingly been found that the thermal stability of aqueous polysaccharide solutions can be 
significantly enhanced by incorporation therein of certain formate salts. 

According to the present invention therefore there is provided an aqueous polysaccharide composition 
40 comprising 0.03 to 5% w/v of a water-soluble polysaccharide, 5 to 120% w/v of at least one salt of at least 
one mono- or divalent cation, wherein at least 0.05% w/v, based on the composition, of the at least one salt 
is formate, the balance of the at least one salt, if any, being at least one halide. 

The halide is most conveniently selected from chloride and bromide. 

It is preferred for the at least one cation to be selected from the group consisting of ammonium, barium, 
45 caesium, calcium, lead, lithium, magnesium, manganese, potassium, rubidium, silver, sodium, strontium, 
thallium and zinc. Calcium, potassium, sodium and zinc are very convenient cations. 

The water-soluble polysaccharide may be a cellulose derivative, such as hydroxyethyl cellulose, or it 
may be a microbial polysaccharide, such as a Succinoglycan polysaccharide, a Scleroglucan polysaccha- 
ride, or a Xanthan polysaccharide. Particularly good results have been achieved using Xanthan polysac- 
50 charides in compositions of the invention. 

Preferably the water-soluble polysaccharide is present in an amount from 0.1 to 2% w/v, more 
preferably 0.25 to 0.75% w/v. 

It is preferred for the at least one salt to be present in an amount of at least 9% w/v, and the formate to 
be present in an amount of at least 2% w/v. Advantageously the formate is present in an amount of at least 
55 10% w/v. If desired substantially all of the at least one salt may be formate. 

Those skilled in the art will appreciate that 1% w/v corresponds to a concentration of 10 kg m~ 3 (10 g/l) 
of composition. 
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It will be apparent to those skilled in the art that incidental quantities of other salts, such as sulphates, 
nitrates and bicarbonates, may also be present in compositions of the invention, and inevitably will be 
present in compositions where sea water, or other naturally occuring brine, is used in preparing the 
composition in order to provide at least some of the halide salt (where present). 

If desired the composition may also contain an antioxidant, e.g. 2-mercaptobenzothiazole. When 2- 
mercaptobenzothiazole is used it may conveniently be incorporated in the same proportion, w/v, as the 
water-soluble polysaccharide. 

It is advantageous for the pH of the composition to be greater than 7, preferably at least 9, for reasons 
of stability and reduced corrosiveness of the composition. The pH may be controlled by addition of suitable 
reagents, e.g. sodium hydroxide or sodium carbonate. The presence of a magnesium salt, e.g. magnesium 
chloride, in the composition can enable a suitable buffering effect to be achieved. 

The invention also provides a process for preparing an aqueous polysaccharide composition of the 
invention, which process comprises dissolving the at least 0.05% w/v of the formate salt in an aqueous 
composition containing the water-soluble polysaccharide, with, when present, the at least one halide. Those 
skilled in the art will appreciate that the order of incorporation of components in the composition is primarily 
a matter of convenience. 

Further in accordance with the invention there is provided the use of a composition of the invention as a 
completion fluid, a work-over fluid or drilling fluid in a well-drilling operation. 

The invention will be further understood from the following illustrative Examples. 

Examples 1 to 4 



To solutions of "SHELLFLO-XA" (trade mark) biopolymer (Xanthan biopolymer) (2.85 kg m -3 active 
polymer) in synthetic sea water the following were added: 2-mercaptobenzothiazole 2.85 kg m~ 3 ; magne- 
25 sium chloride 9.5 kg m~ 3 ; sodium hydroxide to pH 10.0 (25 °C) (i.e. until a precipitate of Mg(OH) 2 begins to 
appear). Sodium formate was added to five samples of this solution in the following amounts: 0, 14.3, 28.5, 
57.1 and 142.7 kg m~ 3 final solution. 

Synthetic sea water was water containing the following components:- 





Kg m~ 3 


Sodium chloride 


24.5 


Magnesium chloride 


5.2 


Sodium sulphate 


4.09 


Calcium chloride 


1.16 


Potassium chloride 


0.695 


Sodium bicarbonate 


0.201 


Potassium brcnide 


0.101 


Boric acid 


0.027 


Strontium chloride 


0.025 


Sodium fluoride 


0.003 


Barium nitrate 


99.4 milligrams m 3 


Manganese nitrate 


34 milligrams m~ 3 


Lead nitrate 


-3 

66 milligrams m 


Silver nitrate 


0.49 milligrams nf 
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55 Each of the five solutions was sealed in a glass bottle and the bottles were placed in gas-tight pressure 
pots. The pots were rolled in an oven at 140* C for 16 hours. The viscosity of each solution was measured 
at 30 9 C and 10s" 1 shear rate, using a Haake Viscometer (CV 100) before and after hot rolling to determine 
the retained viscosity. Results are shown in Table 1. 
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Table 1 

Example Concentration of % of initial 

Number sodium formate (kg m"^) viscosity retained 

1 14.3 40 

2 28.5 58 

3 57.1 70 

4 142.7 98 
Comparative A 0 8.5 



Examples 5 to 8 



Solutions in distilled water were prepared comprising the following: "SHELLFLO-XA" (trade mark) 
biopolymer (2.53 kg rrr 3 active polymer); 2-mercaptobenzothiazole 2.53 kg m" 3 ; magnesium chloride 9.5 
20 kg m~ 3 ; 270 kg m~ 3 of a mixture of sodium chloride and sodium formate; sodium hydroxide to pH 10.0 
(25 °C). The ratio of sodium formate to sodium chloride was varied to give seven samples ranging 0 to 101 
kg m~ 3 sodium formate. Solutions were sealed in glass bottles inside gas-tight pressure pots and hot-rolled 
in an oven at 150* C for 16 hours. Viscosities before and after rolling were determined at 30 *C and 10 s" 1 
shear rate as in Examples 1 to 4. Results are shown in Table 2. 



Table 2 

Exanple Concentration of % of initial 

—3 

Number sodium formate (kg m ) viscosity re t a ined 

5 0.68 52 

6 6.8 60 

7 20.4 80 

8 101.0 87 
Comparative B 0 17 



Example 9 



"SHELLFLO-XA" (trade mark) biopolymer was used to thicken two drilling fluids of different composi- 
tion, but with the same density at 20 *C (1.23 kg m -3 ). Comparative Fluid C comprised: "SHELLFLO-XA" 

45 (7.1 kg m~ 3 active polymer); "PTS 200" (trade mark) stabiliser 11.4 kg m -3 ("PTS 200" stabiliser is a blend 
of polymeric alkaline materials and is sold by International Drilling Fluids (UK) Ltd.); calcium chloride 300 kg 
m" 3 . Example 9 Fluid comprised: SHELLFLO-XA (7.1 kg m" 3 active polymer); 2-mercapto-benzothiazole 
7.1 kg m~ 3 ; magnesium chloride 9.5 kg m~ 3 ; potassium formate 460 kg m~ 3 ; sodium hydroxide to pH 10.0 
(25 °C). Each fluid was sealed in a glass bottle inside a gas-tight pressure pot and hot rolled in an oven at 

so 153°C. Viscosities were measured at 30 °C and 10 s~ 1 shear rate before and after rolling. Results are 
shown in Table 3. 



55 



4 



EP 0 259 939 B1 



w 



Table 3 

Exanple * of initial 

Number Time at 153°C (hours) viscosity retained 

9 16 99 

9 40 83 

Comparative C 16 2.4 



Examples 10 to 12 

75 Solutions in distilled water were prepared comprising the following: 2.53 kg m" 3 of "KELZAN XC" 
(trade mark) biopolymer, "KELZAN XCD" (trade mark) biopolymer or "SHELLFLO-XA" (trade mark) 
biopolymer (all Xanthan biopolymers); 2-mercaptobenzothiazole 2.53 kg m~ 3 ; magnesium chloride 9.5 kg 
m~ 3 ; potassium formate 500 kg m~ 3 ; sodium hydroxide to pH 10.0 (25 °C). The solutions were then sealed 
in glass bottles inside gas-tight pressure pots and hot-rolled in an oven for 16 hours at either 130*C, 

20 150°C or 160°C. Viscosities before and after rolling were determined at 30 *C and 10 s~ 1 shear rate as in 
Examples 1 to 4. Results are shown in Table 4, where Example 10 gives the results for "KELZAN XC" 
biopolymer; Example 11 gives the results for "KELZAN XCD" biopolymer and Example 12 gives the results 
for "SHELLFLO-XA" biopolymer. 

25 

Table 4 

Exairple % of initial viscosity retained at 

Number 130°C 150°C 160°C 

30 10 98 90 90 

11 98 60 19 

12 98 96 88 

35 



Examples 13 and 14 



Solutions were prepared of "SHELLFLO-S" (trade mark) biopolymer (succinoglycan biopolymer) (2.53 
40 kg m" 3 active polymer) in distilled water containing 2-mercaptobenzothiazole 2.53 kg m" 3 ; magnesium 
chloride 9.5 kg m -3 ; sodium hydroxide to pH 10.0 (25* C). Potassium formate was added to samples of this 
solution in the following amounts: 100, 200 kg m~ 3 final solution. Comparative D contains no potassium 
formate. Solutions were sealed in glass bottles inside gas-tight pressure pots and hot-rolled in an oven for 
16 hours at 85 °C. Viscosities before and after rolling were determined at 30 *C and 10 s -1 shear rate as in 
45 Examples 1 to 4. Results were shown in Table 5. 



50 
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Table 5 
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Example 
Number 

13 

14 

Comparative D 



Concentration of 
potassium formate 
(kg m-3) 
100. 
200. 
0. 



% of initial 
viscosity 
retained 
48 
48 
0 



75 



20 



30 



35 



40 



Examples 15 and 16 

Solutions in distilled water were prepared comprising the following: "SHELLFLO-XA" (trade mark) 
biopolymer (2.53 kg m" 3 active polymer); magnesium chloride 9.5 kg m~ 3 ; sodium hydroxide to pH 10.0 
(25° C). Potassium formate was added to samples of this solution in the following amounts: 400 and 600 kg 
m~ 3 final solution. Comparative solutions E and F were prepared with the same composition except that 
potassium formate was replaced by potassium acetate. The solutions were then sealed in glass bottles 
inside gas-tight pressure pots and hot-rolled in an oven for 16 hours at 165* C. Viscosities before and after 
rolling were determined at 30 °C and 10 s" 1 shear rate as in Examples 1 to 4. Results are shown in Table 



25 6. 



Table 6 



Example 
Number 
15 

Comparative E 
16 

Comparative F 



Concentration of 
potassium formate 
(kg m" 3 ) 

400. 

400. 

600. 

600. 



% of initial 
viscosity 
retained 
79 
13 
93 
20 



Claims 



1. An aqueous polysaccharide composition comprising 0.03 to 5% w/v of a water-soluble polysaccharide, 
45 5 to 120% w/v of at least one salt of at least one mono- or divalent cation, wherein at least 0.05% w/v, 
based on the composition, of the at least one salt is formate.the balance of the at least one salt, if any, 
being at least one halide. 



50 



2. A composition according to Claim 1 or 2 wherein the halide is selected from chloride and bromide. 

3. A composition according to Claim 1, 2 or 3 wherein the at least one cation is selected from the group 
consisting of ammonium, barium, caesium, calcium, lead, lithium, magnesium, manganese, potassium, 
rubidium, silver, sodium, strontium, thallium and zinc. 



55 4. A composition according to any one of Claims 1 to 3 wherein the water-soluble polysaccharide is a 
microbial polysaccharide. 
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5. A composition according to any one of Claims 1 to 4 wherein the water-soluble polysaccharide is a 
Xanthan polysaccharide. 

6. A composition according to any one of Claims 1 to 5 wherein the water-soluble polysaccharide is 
5 present in an amount from 0.1 to 2% w/v. 

7. A composition according to any one of Claims 1 to 6 wherein the water-soluble polysaccharide is 
present in an amount from 0.25 to 0.75% w/v. 

w 8. A composition according to any one of Claims 1 to 7 wherein the at least one salt is present in an 
amount of at least 9% w/v, and the formate is present in an amount of at least 2% w/v. 

9. A composition according to any one of Claim 1 to 8 wherein the formate is present in an amount of at 
least 10% w/v. 

75 

10. A process for preparing a composition according to any one of Claims 1 to 9, which comprises 
dissolving the at least 0.05% w/v of the formate salt in an aqueous composition containing the water- 
sotuble polysaccharide, with, when present, the at least one halide. 

20 11- Use of a composition according to any one of Claims 1 to 9 as a completion fluid, a work-over fluid or 
drilling fluid in a well-drilling operation. 

Patentanspriiche 

25 1. Eine wassrige Polysaccharidzusammensetzung, umfassend 0,03 bis 5 % (Gew/Vol) eines wasserlosli- 
chen Polysaccharids, 5 bis 120 % (Gew/Vol) mindestens eines Salzes mindestens eines ein- oder 
zweiwertigen Kations, in welcher mindestens 0,05 % (Gew/Vol), bezogen auf die gesamte Zusammen- 
setzung, des mindestens einen Satzes ein Formiat sind und die restliche Salzmenge, falls sich noch 
eine Differenzmenge ergibt, aus mindestens einem Halogenid besteht. 

30 

2. Eine Zusammensetzung nach Anspruch 1, in welcher das Halogenid ausgewahlt ist aus einem Chlorid 
und einem Bromid. 

3. Eine Zusammensetzung nach Anspruch 1 oder 2, in welcher das mindestens eine Kation ausgewahlt ist 
35 aus der Gruppe, bestehend aus Ammonium, Barium, Casium, Calcium, Blei, Lithium, Magnesium, 

Mangan, Kalium, Rubidium, Silber, Natrium, Strontium, Thallium und Zink. 

4. Eine Zusammensetzung nach irgendeinem der Anspruche 1 bis 3, in welcher das wasserlosliche 
Polysaccharid ein mikrobielles Polysaccharid ist. 

40 

5. Eine Zusammensetzung nach irgendeinem der Anspruche 1 bis 4, in welchem das wasserlosliche 
Polysaccharid ein Xanthanpolysaccharid ist. 

6. Eine Zusammensetzung nach irgendeinem der Anspruche 1 bis 5, in welcher das wasserlosliche 
45 Polysaccharid in einer Menge von 0,1 bis 2 % (Gew/Vol) vorhanden ist. 

7. Eine Zusammensetzung nach irgendeinem der Anspruche 1 bis 6, in welcher das wasserlosliche 
Polysaccharid in einer Menge von 0,25 bis 0,75 % (Gew/Vol) enthalten ist. 

so 8. Eine Zusammensetzung gema/3 irgendeinem der Anspruche 1 bis 7, in welcher das mindestens eine 
Salz in einer Menge von mindestens 9 % (Gew/Vol) und das Formiat in einer Menge von mindestens 2 
% (Gew/Vol) enthalten sind. 

9. Eine Zusammensetzung nach irgendeinem der Anspruche 1 bis 8, in welcher das Formiat in einer 
55 Menge von mindestens 10 % (Gew/Vol) enthalten ist. 

10. Ein Verfahren zur Herstellung einer Zusammensetzung gema/3 irgendeinem der Anspruche 1 bis 9, 
welches das Auflosen von mindestens 0,05 % (Gew/Vol) des Formiatsalzes in einer wassrigen 
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Zusammensetzung umfaflt, die das wasserlosliche Polysaccharid und, wenn vorhanden, das minde- 
stens eine Halogenid enthalt. 

11- Verwendung der Zusammensetzung gema/3 irgendeinem der Anspriiche 1 bis 9 als eine Fltissigkeit zur 
5 Vorbereitung der Forderung (completion fluid), eine Flussigkeit zur Wiederaufwaltigung (work-over fluid) 
Oder als Bohrfliissigkeit beim Herunterfuhren einer Bohrung. 

Revendications 

w 1. Une composition aqueuse de polysaccharide, comportant de 0 ( 03 a 5 % p/v d'un polysaccharide 
soluble dans I'eau, de 5 a 120% p/v d'au moins un sel d f au moins un cation mono- ou divalent, dans 
lequel au moins 0,05% p/v, en se basant sur la composition, d'au moins un sel est constitue par du 
formiate, le reste de ce sel, s'il existe, etant au moins un halogenure. 

75 2. Une composition selon la revendication 1 ou 2, dans laquelle I'halogenure est choisi parmi les chlorures 
et les bromures. 

3. Une composition selon la revendication 1, 2, ou 3 dans laquelle le cation ou les cations sont choisis 
dans le groupe constitue de rammonium, le baryum, le cesium, le calcium, le plomb, le lithium, le 

20 magnesium, le manganese, le potassium, !e rubidium, I'argent, le sodium, le strontium, le thallium et le 
zinc. 

4. Une composition selon Tune quelconque des revendications 1 a 3, dans laquelle le polysaccharide 
soluble dans I'eau est un polysaccharide microbien. 

25 

5. Une composition selon ('une quelconque des revendications 1 a 4 dans laquelie le polysaccharide 
soluble dans I'eau est un polysaccharide de xanthan. 

6. Une composition selon Tune quelconque des revendications 1 a 5 dans laquelle le polysaccharide 
30 soluble dans I'eau est present en une quantite de 0,1 a 2% p/v. 

7. Une composition selon Tune quelconque des revendications 1 a 6 dans laquelle le polysaccharide 
soluble dans I'eau est present en une quantite de 0,25 a 0,75% p/v. 

35 8. Une composition selon Tune quelconque des revendications 1 a 7, dans laquelle le sel ou les sels sont 
presents en une quantite* d'au moins 9% p/v, et le formiate est present en une quantite d'au moins 2% 
p/v. 

9. Une composition selon Tune quelconque des revendications 1 a 8, dans laquelle le formiate est present 
40 en une quantite d'au moins 10% p/v. 

10. Un procede pour preparer une composition selon Tune quelconque des revendications 1 a 9, qui 
comporte la dissolution d*au moins 0,05% p/v du sel a base de formiate dans une composition 
aqueuse contenant le polysaccharide soluble dans I'eau avec, s'il est present au moins un halogenure. 

45 

11. ^utilisation d'une composition selon I'une quelconque des revendications 1 a 9 comme fluide de 
conditionnement, fluide d'exploitation ou fluide de forage dans une operation de forage de puits. 
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